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Description 

The  present  invention  relates  to  a  method  for  making  pure  metal  halides  useful  for  manufacturing  metal 
halide  glasses.  More  particularly,  the  invention  relates  to  a  method  for  making  metal  halide  precursors  by  a 

5  vapor  phase  deposition  process,  and  the  use  of  those  precursors  to  make  glasses  and  glass  articles  such 
as  optical  waveguide  preforms. 

Metal  halide  compositions  are  presently  of  interest  in  connection  with  the  development  of  new, 
transparent  glassy  materials  exhibiting  unique  optical  properties.  For  example,  in  the  field  of  glass  optical 
waveguides,  which  are  transparent  glass  filaments  used  to  transmit  light  signals  for  communication 

io  purposes,  glasses  of  improved  transparency  are  continually  being  sought. 
Commercial  glass  optical  waveguides  are  presently  formed  of  oxide  glass  materials,  typically  fused 

silica  and  doped  fused  silica  glasses.  Improvements  in  such  materials  have  continued  to  the  point  where 
loss  coefficients  near  the  theoretical  minimum  of  0.1  dB/km  at  1.6  microns  have  been  achieved.  However,  it 
has  been  recognized  that  even  lower  attenuations,  perhaps  as  low  as  0.001  dB/km,  might  be  attainable  in 

75  halide  glass  systems  which  can  operate  at  wavelengths  further  into  the  infrared  region.  Among  the  halide 
glasses  which  have  been  considered  for  the  manufacture  of  extremely  low  loss  optical  waveguide  fibers  are 
glasses  based  on  BeF2,  ZrF+  and  ZnCb. 

Examples  of  patents  disclosing  the  use  of  metal  halide  glasses  for  infrared  transmitting  optical  devices 
are  U.S.  Patents  Nos.  4,189,208,  4,308,066,  and  4,343,638.  These  patents,  however,  teach  preform  or 

20  filament  manufacture  by  conventional  batch  melting  and  forming  methods. 
Vapor  deposition  methods  for  making  pure  metal  halides  for  metal  halide  glass  optical  devices  have 

been  proposed  in  U.S.  Patent  No.  4,378,987  and  in  published  Japanese  Patent  Application  No.  57-051146. 
These  methods  offer  the  potential  of  providing  the  purity  necessary  for  very  low  attenuation  optical  devices. 

In  the  method  of  U.S.  Patent  No.  4,378,987,  a  particulate  metal  halide  precursor  such  as  a  metal 
25  fluoride  powder  is  generated  by  reacting  a  vaporous  metal  source  such  as  an  organometallic  compound 

(e.g.,  a  metal  alkyl  or  a  metal  beta-diketonate)  with  a  vaporous  halogen  source  such  as  HF.  These  reactive 
vapors  are  flowed  into  a  reaction  zone  adjacent  the  substrate  where  they  react  to  form  the  precursor,  and 
this  precursor  is  deposited  on  a  substrate  where  it  can  be  further  processed  by  consolidation  to  form  a 
transparent  preform  or  fiber. 

30  Although  this  method  does  avoid  the  inclusion  of  crucible  impurities  or  the  like  in  the  glass,  the  handling 
of  halogenating  agents  such  as  HF  and  HCI  is  difficult.  HF,  in  particular,  is  corrosive  and  difficult  to  meter 
precisely,  and  if  present  in  excess  in  the  reaction  mixture  presents  effluent  handling  difficulties.  Also,  due  to 
the  reactive  nature  of  the  starting  materials  used  in  this  process,  separate  delivery  systems  for  each  of  the 
reactants  are  required. 

35  It  is  therefore  a  principal  object  of  the  present  invention  to  provide  a  simplified  process  for  making 
transparent  metal  fluoride-containing  glasses  by  a  vapor  phase  method,  wherein  the  above  described 
difficulties  may  be  largely  avoided. 

Other  objects  and  advantages  of  the  invention  will  become  apparent  from  the  following  description 
thereof. 

40  The  present  invention  avoids  the  need  to  employ  halogenating  agents  such  as  HF,  and  thereby 
simplifies  the  vapor  deposition  process,  by  permitting  the  use  of  a  single  reagent  rather  than  two  reagents 
for  each  metal  halide  precursor  or  product  to  be  provided.  This  single  reagent  is  the  source  of  both  the 
metal  and  the  halogen  to  be  incorporated  into  the  reaction  product. 

The  reagents  employed  to  provide  halide  deposits  according  to  the  invention  are  halogenated  beta- 
45  diketonates  of  the  metals  of  the  desired  metal  halides.  Beta-diketonates  are  known  metal  complexes 

consisting  of  a  metal  atom  surrounded  by  ligands  which  are  anions  of  beta-diketones.  The  latter  are 
diketones  of  the  general  formula:  R-CO-CH2-CO-R,  wherein  R  and  R'  are  typically  alkyl  or  substituted  alkyl 
groups  of  1-4  carbon  atoms.  These  complexes  are  generally  stable  in  air  under  ambient  conditions  and  can 
exhibit  good  volatility. 
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In  the  present  invention  at  least  one  of  the  R  and  R'  groups  of  the  ligand  is  a  halogenated  alkyl  group 
which  provides  the  halogen  needed  for  metal  halide  formation.  An  example  of  such  a  ligand  is  the  anion 
formed  by  removal  of  a  hydrogen  atom  from  the  C3  position  of  the  beta-diketone  1  ,1  ,1  ,5,5,5-hexafluoro-2,4- 
pentanedione  (hexafluoroacetylacetone),  the  diketone  having  the  following  structure: 

5 
0  0  
II  It 

P 3 C - C - C H 2 - C - C F 3  
10 

A  metal  halide  precursor  is  produced  according  to  the  invention  by  providing  a  reactant  stream  which 
includes  a  vaporized  halogenated  beta-  diketonate  of  a  selected  metal  to  be  incorporated  into  the  metal 
halide  precursor  deposit.  This  complex  is  decomposed  in  the  reaction  zone  to  form  a  vapor  deposition 

15  product  consisting  essentially  of  the  halide  of  the  metal,  which  is  collected  as  a  particulate  material  or 
deposited  as  a  particulate  layer  or  integral  film  directly  on  a  preform  substrate.  This  metal  halide  product, 
which  is  thought  to  be  formed  from  the  beta-diketonate  by  intramolecular  halogen  transfer,  will  contain  at 
most  only  trace  amounts  of  impurities  such  as  carbon  or  metal  oxides.  Any  liquid  and/or  gaseous  by- 
products  of  the  decomposition  reaction  are  separated  from  the  metal  halide  product  by  volatilization,  and 

20  are  transported  out  of  the  reaction  zone  and  away  from  the  metal  halide  product.  The  resulting  halide  can 
then  be  further  processed  to  form  a  desired  glass  preform  or  product,  e.g.,  a  glass  optical  waveguide 
filament. 

The  drawings  include  schematic  illustrations  of  processing  apparatus  which  may  be  used  to  provide  a 
metal  halide  product  in  accordance  with  the  invention,  wherein: 

25  FIGURE  1  schematically  illustrates  apparatus  for  producing  metal  halides  by  a  thermal  decomposition 
process;  and 
FIGURES  2  and  3  schematically  illustrate  apparatus  for  producing  metal  halides  by  a  plasma  reaction 
process. 
It  is  believed  that  the  process  of  the  present  invention  may  be  useful  to  provide  a  variety  of  metal  halide 

30  products,  but  the  invention  is  particularly  useful  where  it  is  desired  to  avoid  the  handling  of  corrosive 
fluorinating  agents  such  as  HF.  The  following  discussion  is  therefore  principally  directed  to  the  preparation 
of  metal  fluoride  precursors,  although  the  process  may  be  adaptable  to  the  preparation  of  metal  chlorides  or 
other  halides  as  well. 

Among  the  metals  known  to  form  beta-diketonate  complexes  of  sufficient  volatility  to  be  vapor- 
35  transportable  are  Li,  Na,  Be,  Mg,  Si,  Y,  Cu,  Hf,  Ti,  Zr,  Zn,  Pb,  Cd,  Al,  Ga,  Ce  and  some  of  the  other  rare 

earth  metals.  Most  useful  in  the  preparation  of  infrared  transmitting  halide  materials  are  the  chlorides  and 
fluorides  of  these  and  other  metals.  Metal  halide  glasses  are  most  easily  formed  in  the  relatively  stable 
BeF2-based  composition  system,  but  many  other  glass  forming  systems  are  known,  and  useful  components 
of  such  systems  include  ZnCI2,  ZnF2,  AIF3,  ZrF+,  HfF+,  MgF2,  PbF2,  CdF2,  ThF+  and  the  fluorides  of  some 

40  of  the  rare  earth  metals  such  as  La,  Ce,  Yb  and  Lu.  Some  glassy  metal  bromides  and/or  iodides  are  also 
known. 

Fluorinated  beta-diketones  which  can  be  used  to  prepare  the  beta-diketonates  of  metals  such  as  above 
described  are  known.  Examples  of  some  beta-diketones  which  can  be  used  for  metal  halide  production  in 
accordance  with  the  present  invention  are  given  in  Table  I  below.  Included  in  Table  I  are  identifications  of 

45  particular  diketones  as  ligand  compounds,  a  trivial  name  or  symbol  for  each  compound,  and  exemplary 
complexes  wherein  the  ligands  are  identified  by  their  corresponding  symbols. 
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Table  I 

Ligand  Compound  Trivial  Name  (Symbol)  Exemplary 
Complexes 5 

1  ,1  ,1  ,5,5,5-hexafluoro-2,4-pentanedione  hexafluoroacetylacetone(Hhfa)  Al(hfa)3 
Be(hfa)2 
Mg(hfa)2 
Zr(hfa)+ 

io  Ti(hfa)4 
Zn(hfa)2 
Cd(hfa)2 

6,6,7,7,8,8,8,-heptafluoro-2,2-dimethyl-3,5-octanedione  (Hfod)  Ce(fod)+ 
Hf(fod)+ 15 

1  ,1  ,1-trifluoro-2,4-pentanedione  trifluoroacetylacetone  (Htfa)  Ga(tfa)3 
Cu(tfa)2 
Sc(tfa)3 
Pb(tfa)2 

20 1  ,1  ,1  ,5,5,6,6,7,7,7,-decafluoro-2,4-heptanedione  (Hdfhd)  Mg(dfhd)2 

The  foregoing  examples  are  illustrative  only;  other  combinations  among  the  metals  and  ligands  shown, 
as  well  as  combinations  comprising  other  metals  and  other  ligands,  may  alternatively  be  used. 

25  It  should  be  noted  that  Table  I  reports  formulas  for  the  complexes  without  any  adducts  being  shown.  In 
fact,  the  complexes  may  be  available  only  as  beta-diketonate  adduct  complexes,  i.e.,  complexes  wherein 
the  metal  beta-diketonate  is  further  complexed  with  a  Lewis  base  (L),  wherein  L  can  be,  for  example,  ether, 
dioxine,  tetrahydrofuron,  H20,  NH3,  pyridine  and  dimethyl  formamide.  Many  of  these  adducts  are  suffi- 
ciently  volatile  for  use,  and  some  are  sufficiently  volatile  and  stable  to  be  preferred. 

30  The  transport  of  the  beta-diketonate  reactant  into  the  reaction  zone  is  preferably  by  means  of  an  inert 
carrier  gas,  i.e.,  argon,  nitrogen  or  the  like,  in  order  to  avoid  oxidation  or  other  side  reaction  which  might 
involve  the  metallic  or  halogen  components  of  the  complex.  Because  of  the  desirability  of  carrying  out  the 
decomposition  reaction  in  a  controlled  environment,  a  preferred  practice  is  to  utilize  a  hollow  tubular 
substrate  as  the  deposition  substrate  for  the  precursor,  and  to  carry  out  the  decomposition  reaction  inside  of 

35  this  tube.  In  this  way  the  tube  acts  both  as  a  substrate  for  the  collection  of  the  precursor,  which  deposits  as 
particulate  matter  or  as  a  smooth  film  on  the  inner  surface  of  the  tube  wall,  and  also  as  a  closed 
environment  from  which  moisture,  oxygen,  and  undesirable  contaminants  can  be  excluded. 

Where  it  is  desired  to  deposit  the  metal  halide  precursor  on  the  external  surface  of  a  solid  preform  or  to 
collect  the  product  for  later  processing  outside  the  reaction  zone,  a  protective  enclosure  may  be  provided  to 

40  control  the  environment  of  the  reaction  zone.  This  enclosure  can  function  as  a  controlled  pressure  chamber 
in  cases  where  the  decomposition  reaction  is  to  be  carried  out  under  pressure  conditions  other  than 
ambient. 

It  is,  of  course,  possible  to  utilize  halogen  sources  in  addition  to  the  beta-diketonate  source  compounds 
in  providing  metal  halide  deposits  in  accordance  with  the  invention,  and  this  may  even  be  desirable  where, 

45  for  example,  the  doping  of  a  metal  halide  deposit  with  excess  halogens  is  to  be  used  to  modify  the  optical 
or  other  properties  of  the  metal  halide  product.  However,  the  principal  source  of  metal  and  halogen  for  the 
metal  halide  to  be  deposited  according  to  the  invention  is  the  decomposing  halogenated  beta-diketonate 
source  complex. 

The  intramolecular  fluorine  transfer  reaction  through  which  metal  fluorides  are  formed  from  beta- 
50  diketonate  complexes  requires  that  energy  be  supplied  to  the  complex  at  the  reaction  site  to  generate  the 

metal  halide  product.  The  source  of  energy  for  the  reaction  is  not  critical,  and  can  be  an  electric  furnace,  a 
flame,  a  laser,  or  other  thermal  heating  device.  Other  suitable  energizing  means  include  plasmas,  e.g. 
plasma  discharges  at  radio  frequencies  or  microwave  frequencies. 

Generally,  energizing  techniques  which  provide  uniform  thermal  conditions  throughout  the  reaction 
55  zone,  and  which  minimize  heating  of  the  reactants  beyond  that  necessary  to  initiate  the  decomposition 

reaction,  are  preferred.  Hot  spots  in  the  reaction  zone  can  cause  carbonization  of  decomposition  by- 
products  and  result  in  carbon  deposits  in  the  metal  halide  product. 
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The  processing  of  particulate  precursor  resulting  from  the  decomposition  reaction  can  be  carried  out  in 
the  known  manner  to  provide  an  optical  waveguide  fiber  or  other  infrared  transmitting  optical  device.  The 
consolidation  of  such  a  precursor  to  clear  glass  can,  in  the  case  of  stable  glass  forming  compositions,  be 
carried  out  by  simply  heating  the  precursor  to  consolidation  temperatures,  and  this  can  be  done  concur- 

5  rently  with  particulate  deposition,  if  desired.  In  other  cases  the  particulate  deposit  can  be  consolidated  after 
deposition,  under  conditions  which  have  been  optimized  for  glass  formation  rather  than  precursor  formation. 
Where  the  precursor  is  deposited  as  a  smooth  film,  consolidation  steps  are  not  generally  required. 

Fluoride  glass  products  produced  in  accordance  with  procedures  such  as  above  described  are 
essentially  free  of  oxygen  and  metal  oxides,  notwithstanding  the  presence  of  metal-oxygen  coordination 

io  bonds  in  the  beta-diketonate  starting  materials.  The  most  likely  contaminant  of  the  product  is  carbon,  but 
the  presence  of  this  impurity  can  be  minimized  by  avoiding  excessive  temperatures  in  the  reaction  zone 
which  may  carbonize  organic  substituents  of  the  organometallic  molecules.  Alternatively,  the  use  of  a 
carbon  getter  such  as  O2,  F2,  CF+  or  the  like,  as  described  in  the  copending  commonly  assigned 
application  of  A.  Sarhangi,  Serial  No.  733,203  can  help  to  avoid  carbon  in  the  product. 

15  The  invention  may  be  further  understood  by  reference  to  the  following  Examples  illustrating  the 
preparation  of  a  metal  halide  by  vapor  deposition  in  accordance  herewith. 

Example  1 

20  A  pure  metal  halide,  AIF3,  is  produced  by  thermally  decomposing  an  aluminum  beta-diketonate,  Al(hfa)3 
(aluminum  hexafluoroacetylacetonate),  which  is  present  in  a  carrier  gas  stream  passed  through  a  heated 
reaction  zone.  Apparatus  suitable  for  carrying  out  this  procedure  is  schematically  illustrated  in  FIGURE  1  of 
the  drawing. 

Referring  to  FIGURE  1,  a  carrier  gas  such  as  argon  from  source  8  can  be  supplied  for  the  reaction 
25  through  either  of  glass  delivery  tubes  10  or  11,  after  metering  through  mass  flow  controller  9.  Optional  gas 

source  12  is  also  provided,  with  flowmeter  13,  for  procedures  where  a  getter  gas  (e.g.  oxygen  as  should),  is 
to  be  used. 

The  argon  carrier  gas  can  be  transported  into  the  system  using  either  of  glass  delivery  lines  11  or  12.  If 
line  11  is  used,  the  argon  carrier  is  passed  into  vaporization  chamber  40  which  can  be  heated  by  means  of 

30  oil  bath  42.  Argon  introduced  into  chamber  40  picks  up  vapors  of  a  heated  organometallic  compound  45, 
such  as  Al(hfa)3,  and  transports  them  via  glass  delivery  line  14  to  glass  reaction  tube  15.  Delivery  line  14  is 
optionally  provided  with  heating  means  such  as  an  electrical  heating  tape  for  use  where  compound  45  tends 
to  condense  in  the  line. 

Organometallic  vapors  passing  into  tube  15  are  conveyed  through  reaction  zone  30,  which  is  that 
35  section  of  the  tube  15  within  the  hot  zone  of  electrically  heated  furnace  31.  The  vertical  walls  of  furnace  31 

can  be  horizontally  moved  to  adjust  the  length  of  the  reaction  zone. 
Metal  halides  produced  by  intramolecular  halogen  transfer  during  organometallic  compound  decomposi- 

tion  in  the  furnace  are  non-volatile  and  are  deposited  on  the  walls  of  the  tube  15  within  or  beyond  reaction 
zone  30.  Volatile  by-products  of  the  decomposition  are  transported  out  of  the  reaction  zone  and  may  be 

40  condensed  in  optional  trap  18  or  removed  by  scrubbing.  A  porous  plug  may  be  provided  at  the  outlet  and  at 
reaction  zone  30  to  trap  any  metal  halide  being  transported  by  the  vapor  stream,  if  desired.  Pressure  in  the 
reaction  zone  is  monitored  by  gauge  21  ,  and  can  be  controlled  by  needle  valve  22. 

In  the  operation  of  this  apparatus  to  produce  pure  AIF3  for  use,  for  example  in  the  preparation  of  an 
infrared-transmitting  halide  glass,  a  quantity  of  pure  Al(hfa)3,  a  white  crystalline  compound  melting  at  73  °C, 

45  is  provided  in  the  vaporization  chamber  and  heated  to  about  80  0  C.  The  furnace  is  then  heated  to  500  0  C 
and  delivery  line  14  to  120°C,  while  argon  at  a  flow  rate  of  about  400  cc/min.  is  passed  through  reaction 
tube  15  via  delivery  line  10.  System  pressure  is  maintained  at  about  100  mm  (Hg)  by  vacuum  source  20 
and  needle  valve  22. 

The  reaction  tube  is  formed  of  Corning  Code  7740  glass,  a  heat  resistant  borosilicate  glass  having  a 
50  thermal  expansion  coefficient  of  about  33  x  10_7/°C  and  good  chemical  durability.  The  tube  has  an  inside 

diameter  of  about  22  mm,  and  the  length  of  tube  in  the  hot  zone  of  the  furnace  is  about  12  inches. 
After  the  described  conditions  have  been  established,  argon  flow  is  diverted  from  tube  10  into  tube  11 

and  through  chamber  40  where  Al(hfa)3  vapors  are  picked  up  and  transported  through  tube  14  and  into 
reaction  tube  15  and  zone  30.  As  the  thermal  decomposition  of  the  Al(hfa)3  commences  in  the  reaction 

55  zone,  a  grey-black  powder  is  formed  on  the  wall  of  the  reaction  tube  and  a  yellow  liquid  is  collected  in  the 
cold  trap.  After  a  run  of  1-2  hours,  system  operation  is  stopped  and  the  solid  reaction  product  on  the 
reaction  tube  wall  is  collected  for  analysis. 
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The  grey-black  powder  is  examined  by  X-ray  diffraction  and  chemical  analysis,  and  is  identified  as 
AIF3.  A  trace  of  carbon  (0.2%  by  weight)  is  present.  Thus  the  decomposition  of  Al(hfa)3  under  the  described 
conditions  yields  AIF3,  rather  than  a  mixture  of  AIF3  and  AI2O3.  The  trapped  yellow  liquid  byproduct  is 
identified  as  2,2-difluoro-2,3-dihydro-5-trifluoromethylfuran-3-one,  having  the  following  structure: 

70 

H  0  

75 
Example  2 

In  an  alternative  procedure,  the  steps  of  Example  1  are  repeated  except  that  a  getter  gas  for  carbon, 
consisting  essentially  of  pure  oxygen,  is  introduced  into  the  reaction  zone  during  the  decomposition 

20  reaction.  Referring  to  FIGURE  1  of  the  drawing,  this  oxygen  is  provided  by  oxygen  source  12  and  is 
metered  by  flowmeter  13  which  includes  a  valve  for  controlling  the  flow  of  oxygen  into  the  reaction  tube. 

The  vapor  stream  introduced  into  reaction  tube  15  includes  a  carrier  gas  comprising  50%  O2  and  50% 
Ar  by  volume,  this  mixture  passing  through  the  reaction  tube  at  a  rate  of  40  cc/min.  The  reaction  tube  is  31 
mm  in  diameter  and  the  reaction  zone  is  6  inches  in  length.  System  pressure  is  maintained  at  200  mm  (Hg) 

25  during  the  run. 
With  the  furnace  operating  at  500  °C,  the  argon  fraction  of  the  carrier  stream  is  diverted  from  line  10  to 

line  1  1  and  through  vaporization  chamber  40  which  is  maintained  at  80  0  C.  Heated  Al(hfa)3  vapors  are 
picked  up  by  the  argon  and  transported  into  the  reaction  zone  with  the  oxygen  getter  gas  from  source  12. 

Under  the  described  conditions  a  white  deposit  is  formed  on  the  walls  of  tube  15  in  the  reaction  zone. 
30  After  a  run  of  one  hour,  the  argon  is  rediverted  from  tube  11  (and  the  vapor  generator)  to  tube  10  and,  after 

flushing  the  reaction  tube  with  the  argon-oxygen  carrier  mixture,  the  gas  flows  are  shut  off  and  reaction  tube 
15  removed  from  the  system.  Analysis  of  the  deposited  product  identifies  it  as  AIF3  which  is  essentially  free 
of  co-deposited  carbon. 

As  previously  noted,  the  reactions  giving  rise  to  the  formation  of  metal  fluorides  from  fluorinated  beta- 
35  diketonates  can  be  promoted  by  a  variety  of  methods  including,  in  addition  to  the  direct  heating  method 

above  described,  techniques  such  as  laser  heating  and  energization  by  means  of  plasmas  or  ultraviolet 
radiation.  A  technique  holding  particular  promise  as  a  way  to  minimize  excessive  thermal  heating  of  the 
reaction  zone  is  that  of  non-isothermal  plasma  vapor  deposition;  e.g.;  deposition  using  a  low-pressure  radio- 
frequency  or  microwave  plasma.  These  techniques  are  of  particular  interest  for  the  deposition  of  very  soft 

40  (low-melting)  glasses,  which  may  be  fluid  at  the  temperatures  needed  for  thermal  decomposition.  The 
following  Example  illustrates  such  a  technique. 

Example  3 

45  A  vapor  delivery  and  reaction  system  similar  to  that  described  in  Example  I  above  is  used  to  provide  an 
AIF3  reaction  product  from  an  Al(hfa)3  starting  material  as  therein  described,  except  that  the  furnace  at  the 
reaction  zone  is  replaced  by  a  microwave  plasma  generator  for  driving  the  vapor  deposition  reaction.  The 
microwave  plasma  generator  comprises  a  cylindrical  resonant  microwave  cavity  surrounding  the  reaction 
tube,  which  cavity  is  connected  to  a  variable  power  2.45  Ghz  microwave  generator. 

50  A  vapor  delivery  and  reaction  system  of  this  type,  incorporating  a  microwave  cavity  at  the  reaction  site 
to  carry  out  the  decomposition  reaction,  is  shown  in  FIGURES  2  and  3  of  the  drawing.  Referring  to  FIGURE 
2,  a  carrier  gas  such  as  argon  is  supplied  from  source  8,  with  flow  control  by  mass  flow  controller  9,  and 
can  be  passed  into  either  of  glass  delivery  tubes  10  or  11.  An  optional  gas  source  12,  containing  a  carbon 
getter  gas  such  as  CF+,  is  provided  together  with  flowmeter  13  for  metering  this  gas.  A  vapor  generator 

55  system  40,  42,  45  is  provided  as  in  FIGURE  1,  and  system  pressure  is  controlled  by  vacuum  source  20  and 
needle  valve  22,  with  pressure  measurement  by  gauge  21.  In  this  system,  however,  as  the  organometallic 
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vapors  are  transported  into  reaction  tube  15  they  enter  microwave  discharge  30  which  is  maintained  within 
the  reaction  tube  by  microwave  cavity  31.  Microwave  power  is  supplied  to  cavity  31  by  a  conventional 
microwave  generator,  not  shown,  connected  to  the  cavity  by  a  coaxial  cable. 

Microwave  cavity  31  is  positioned  on  carriage  assembly  32  which  moves  the  cavity  reciprocally  along 
5  reaction  tube  15,  so  that  the  microwave  discharge  30  traverses  the  length  of  the  interior  of  the  tube.  The 

reaction  tube  15  and  microwave  cavity  31  are  contained  within  heated  enclosure  34  which  includes  a 
viewport  35,  shown  in  phantom.  The  enclosure  is  maintained  at  a  temperature  sufficient  to  prevent 
condensation  of  unreacted  starting  materials  on  the  inner  wall  of  the  reaction  tube. 

Referring  to  FIGURE  3  of  the  drawing,  which  is  a  schematic  cross-sectional  view  of  the  apparatus  of 
70  FIGURE  2  along  line  3-3,  enclosure  34  contains  cavity  31  which  is  supported  on  carriage  assembly  32. 

Cavity  31  includes  conventional  tuning  means  36,  which  is  used  to  adjust  cavity  characteristics  to  obtain  the 
efficient  coupling  of  microwave  energy  into  the  plasma.  Chamber  34  includes  access  door  37  through  which 
adjustment  of  the  tuning  means  can  be  carried  out. 

In  the  operation  of  the  apparatus  shown,  vaporization  chamber  40  (FIGURE  2)  containing  a  quantity  of 
75  solid  Al(hfa)3  45  is  heated  to  a  temperature  of  approximately  40  °  C  by  means  of  oil  bath  42.  Meanwhile, 

argon  flow  from  tank  8  is  commenced  through  delivery  line  10  directly  into  the  reaction  zone  within  tube  15. 
The  initial  flow  through  tube  10  is  at  a  rate  of  about  20  cc/min.  of  argon,  with  system  pressure  being 
maintained  at  about  1mm  (Hg)  by  vacuum  source  20  and  needle  valve  22,  as  measured  by  gauge  21.  A 
microwave  discharge  30  is  then  initiated  within  the  reaction  tube  segment  surrounded  by  microwave  cavity 

20  31,  and  the  discharge  is  stabilized  at  an  input  power  level  of  about  100  watts. 
After  the  discharge  has  stabilized,  the  argon  flow  from  tank  8  is  gradually  diverted  from  delivery  line  10 

into  delivery  line  11  and  through  chamber  40  where  it  passes  over  the  surface  of  the  heated  Al(hfa)3. 
Vaporized  Al(hfa)3  picked  up  by  the  argon  is  then  transported  through  heated  delivery  line  14  and  into 
reaction  tube  15.  At  the  same  time,  10  cc/min.  of  CF+,  a  carbon  getter  gas,  is  supplied  to  the  reaction  tube 

25  from  tank  12  via  delivery  line  10.  Heated  delivery  line  14  and  enclosure  34  are  maintained  at  about  120°C 
to  prevent  the  condensation  of  Al(hfa)3  prior  to  its  passage  into  the  reaction  zone. 

As  the  Al(hfa)3  reactant  passes  through  the  microwave  discharge  reaction  zone  30  in  the  reaction  tube, 
it  is  decomposed  to  yield  solid  and  gaseous  products.  The  gaseous  products,  which  are  byproducts  of  the 
decomposition  of  Al(hfa)3,  are  transported  out  of  the  reaction  zone  and  exhausted  from  the  system.  The 

30  solid  product,  in  the  form  of  a  white  powder,  is  retained  and  deposited  on  the  walls  of  the  reaction  tube  15, 
and  is  subsequently  identified  by  chemical  and  x-ray  analysis  as  AIF3.  Optional  trap  18  may  be  provided  to 
condense  byproducts  and  any  unreacted  materials  present  in  the  exhaust,  if  desired. 

Analysis  of  the  AIF3  produced  by  this  plasma  deposition  shows  a  carbon  contamination  level  of  about 
0.03%  weight  percent.  This  low  carbon  content  is  partly  attributed  to  the  relatively  uniform  and  controlled 

35  thermal  conditions  existing  in  the  plasma  reaction  zone.  Further  reductions  in  carbon  content  could  be 
achieved  by  using  other  getter  gases,  such  as  O2  or  F2,  alone  or  in  combination  with  CF+  or  each  other,  if 
desired. 

Metal  halide  compositions  which  are  candidates  for  the  production  of  glasses  by  the  controlled 
decomposition  of  halogenated  beta-diketonate  complexes  according  to  the  invention  are  illustrated  in  Table 

40  II  below.  Included  in  Table  II  are  illustrative  candidate  compositions  known  to  form  metal  halide  glasses,  and 
metal  beta-diketonate  compounds  exhibiting  sufficient  volatility  to  be  considered  attractive  source  com- 
pounds  for  the  preparation  of  vapor-deposited  glasses  from  the  illustrative  compositions. 

Table  II 
45 

Composition  Candidate  Glass  Composition  (Mole  %)  Source  Compounds 
No. 

1  100%  BeF2  Be(hfa)2 
2  92.5%  BeF2,  7.5%  AIF3  Be(hfa)2,  Al(hfa)3 
3  70%  PbF2,  30%  AIF3  Pb(tfa)2,  Al(hfa)3 

To  make  an  optical  waveguide  preform  following  the  method  of  the  invention  using,  for  example, 
representative  compositions  from  Table  II  above,  source  compounds  or  mixtures  of  source  compounds  in  a 
suitable  carrier  gas  can  be  decomposed  in  a  reaction  tube,  which  is  a  bait  tube  for  the  preform,  to  form 
layers  of  halide  glass  on  the  inner  wall  of  the  tube  which  will  ultimately  form  the  core  and  cladding  layers  of 
the  optical  waveguide.  Apparatus  which  could  be  employed  to  make  the  preform  includes,  for  example,  the 
apparatus  designed  for  metal  halide  preform  fabrication  disclosed  in  U.S.  Patent  No.  4,378,987,  expressly 
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incorporated  herein  by  reference.  That  apparatus  includes  multiple  vapor  generators,  means  for  rotating  the 
reaction  tube  in  a  heated  environment,  and  a  provision  for  relative  movement  between  the  tube  and  a  heat 
source  for  sintering  the  metal  halide  deposits  to  glass.  However,  since  no  fluorinating  agents  such  as  HF 
need  be  used,  the  apparatus  of  the  patent  can  be  simplified  in  that  only  a  simple  feed  tube  or  other  input 

5  line  need  be  employed  to  convey  the  vapors  into  the  bait  tube.  A  theoretical  example  of  the  manufacture  of 
a  waveguide  preform  in  accordance  with  the  invention  is  as  follows. 

Example  4 

io  A  reaction  tube  composed  of  Corning  Code  7073  glass  is  selected  for  use  as  the  preform  bait  tube.  The 
glass  making  up  the  tube  is  a  borosilicate  glass  having  a  thermal  expansion  coefficient  of  about  53  x 
10-7/°C. 

To  form  a  glass  cladding  layer  on  the  interior  wall  of  this  tube  an  argon  carrier  gas  stream  containing 
vapors  of  Be(hfa)2  (beryllium  hexafluorocacetylacetonate),  a  white  crystalline  organometallic  compound 

is  melting  at  70  °  C,  is  passed  through  the  tube.  The  Ba(hfa)2  vapors  are  produced  by  a  vapor  generator  such 
as  shown  in  FIGURES  1  or  2  of  the  drawing.  If  necessary,  a  carbon  getter  such  as  oxygen,  fluorine,  CF+ 
and  oxyen,  or  the  like,  could  be  included  in  the  vapor  stream  to  minimize  carbon  deposition. 

During  this  period  of  vapor  flow  the  tube  is  axially  rotated  and  also  translated  past  an  energy  source 
such  as  a  furnace  or  flame  to  convert  the  Be(hfa)2  present  in  the  vapor  stream  to  BeF2.  If  thermal  heating  is 

20  used,  a  temperature  of  approximately  500  °C  in  the  bait  tube  is  sufficient  to  cause  Be(hfa)2  decomposition 
and  to  sinter  BeF2  formed  and  deposited  by  the  decomposition  to  a  glassy  layer  on  the  tube  wall.  During 
this  BeF2  laydown  step,  the  minimum  temperature  in  the  vicinity  of  the  tube  wall  is  maintained  sufficiently 
high,  e.g.  120°C,  to  prevent  the  condensation  of  unreacted  Be(hfa)2  on  the  tube  wall. 

After  a  layer  of  sintered  BeF2  sufficiently  thick  to  form  a  waveguide  cladding  layer  has  been  deposited 
25  on  the  tube  wall,  the  composition  of  the  vapor  stream  is  modified  by  the  addition  of  Al(hfa)3  vapors  to  the 

Be(hfa)2  vapors  and  carrier  gas,  the  Al(hfa)3  vapors  originating  from  a  separate  vapor  generator  of  a  type 
such  as  shown  in  FIGURES  1  or  2.  The  ratio  of  Be(hfa)2:AI(hfa)3  in  the  vapor  stream  is  about  12.33:1, 
providing  a  BeF2-AIF3  soot  mixture  containing  about  92.5  mole  percent  BeF2  and  7.5  mole  percent  AIF3 
which  sinters  as  it  is  deposited  over  the  BeF2  layer  on  the  tube  wall. 

30  After  a  sufficiently  thick  layer  of  AIF3  -BeF2  has  been  deposited  on  the  tube  wall  to  form  a  waveguide 
core  element,  vapor  flow  is  terminated  and  the  tube  is  heated  above  about  710°  C  to  collapse  it  into  a  solid 
rod.  In  cross-section  this  rod,  which  is  the  waveguide  preform,  comprises  a  solid  core  member  consisting  of 
AIF3-BeF2  glass  containing  about  7.5  mole  percent  AIF3  and  having  a  refractive  index  (nd)  of  about  1.31,  a 
cladding  layer  of  BeF2  glass  having  a  refractive  index  (nd)  of  about  1  .28,  and  an  outer  layer  of  borosilicate 

35  glass  having  a  refractive  index  on  the  order  of  about  1  .5.  When  drawn  into  glass  fiber,  an  optical  waveguide 
having  a  stepped  refractive  index  profile  and  a  numerical  aperture  of  about  0.28  would  be  provided  from 
this  preform. 

In  addition  to  the  manufacture  of  glass  preforms  for  the  production  of  infrared  transmitting  optical 
waveguide  fibers,  the  invention  can  also  be  used  to  make  other  metal  halide  products  for  optical  or  other 

40  applications.  The  products  can  range  from  amorphous,  extremely  transparent  metal  halide  glasses  to  pure 
but  opaque,  polycrystalline  metal  fluoride  compositions  which  are  free  of  undesirable  metal  contaminants 
and  therefor  suitable  for  a  variety  of  other  technical  applications.  These  products  are  readily  obtainable  via 
the  controlled  vapor  phase  decomposition  of  halogenated  beta-diketonates  as  above  described,  producing 
oxygen-free  metal  halide  products  without  the  need  for  employing  HF  or  other  additional  halogen  sources  of 

45  the  kind  employed  in  the  prior  art. 

Claims 

1.  A  method  for  forming  a  metal  halide  glass  product  comprising  the  steps  of  introducing  into  a  reaction 
50  zone  a  reactant  vapor  stream  which  contains  vapors  comprising  a  metal  and  a  halogen,  the  reaction 

product  of  which  is  to  be  incorporated  into  the  metal  halide  glass  product,  supplying  energy  to  the 
reactant  vapor  stream  in  the  reaction  zone  to  cause  the  metal  and  halogen  to  react  to  form  a  metal 
halide  precursor,  and  consolidating  the  metal  halide  precursor  into  the  metal  halide  glass  product, 
characterized  in  that  the  reactive  vapors  contain  a  halogenated  beta-diketonate  of  the  metal  to  be 

55  reacted  to  form  the  metal  halide  precursor,  and  in  that  the  halogenated  metal  beta-diketonate  is  the 
principal  source  of  the  halogen  for  the  metal  halide  precursor. 
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2.  A  method  in  accordance  with  claim  1  wherein  the  metal  halide  precursor  includes  at  least  one  metal 
selected  from  the  group  consisting  of  Be,  Mg,  Pb,  Zn,  Al,  Zr,  Hf,  and  Ce,  and  wherein  the  halogens  are 
selected  from  the  group  consisting  of  CI  and  F. 

5  3.  A  method  in  accordance  with  claim  2  wherein  the  beta-diketonate  is  a  fluorinated  beta-diketonate  and 
the  metal  halide  precursor  is  a  metal  fluoride. 

4.  A  method  in  accordance  with  claim  3  wherein  the  precursor  consists  of  85-100  mole  percent  BeF2  and 
0-15  mole  percent  AIF3. 

10 
5.  A  method  in  accordance  with  claim  2  wherein  the  halogenated  beta-diketonate  incorporates  beta- 

diketone  ligands  which  contain  5-12  carbon  atoms. 

6.  A  method  in  accordance  with  claim  5  wherein  the  beta-diketone  ligand  is  derived  from  hex- 
15  afluoroacetylecetone. 

7.  A  method  in  accordance  with  any  of  claims  1  to  6,  wherein  the  energy  is  supplied  by  thermal  heating  of 
the  reactant  vapor  stream. 

20  8.  A  method  in  accordance  with  any  of  claims  1  to  6,  wherein  the  energy  is  supplied  to  the  reactant  vapor 
stream  by  a  low-pressure  plasma  discharge. 

9.  A  method  in  accordance  with  claim  8  wherein  the  low-pressure  plasma  discharge  is  a  microwave  or 
radio  frequency  discharge. 

25 
10.  A  method  in  accordance  with  claim  7  wherein  the  decomposition  is  promoted  by  thermal  heating  of  the 

halogenated  beta-diketonate  at  a  temperature  sufficient  for  metal  fluoride  formation  but  below  the 
temperature  at  which  significant  carbonization  of  the  beta-diketonate  will  occur. 

30  Revendicatlons 

1.  Un  procede  pour  la  formation  d'un  produit  en  verre  d'halogenure(s)  metallique(s)  comprenant  les 
operations  consistant  a  introduire  dans  une  zone  de  reaction  un  courant  de  vapeurs  reactives  qui 
contient  des  vapeurs  comprenant  un  metal  et  un  halogene,  dont  le  produit  de  reaction  est  a  incorporer 

35  dans  le  produit  en  verre  d'halogenure  metallique,  a  fournir  de  I'energie  au  courant  de  vapeurs  reactives 
dans  la  zone  de  reaction  pour  faire  reagir  le  metal  et  I'halogene  afin  de  former  un  precurseur 
d'halogenure  metallique,  et  a  consolider  I'halogenure  metallique  en  le  produit  en  verre  d'halogenure 
metallique,  caracterise  en  ce  que  les  vapeurs  reactives  contiennent  un  beta-dicetonate  halogene  du 
metal  a  faire  reagir  pour  former  le  precurseur  d'halogenure  metallique,  et  en  ce  que  le  beta-dicetonate 

40  de  metal  halogene  est  la  source  principale  de  I'halogene  pour  le  precurseur  d'halogenure  metallique. 

2.  Un  procede  selon  la  revendication  1  dans  lequel  le  precurseur  d'halogenure  metallique  renferme  au 
moins  un  metal  choisi  dans  le  groupe  forme  par  Be,  Mg,  Pb,  Zn,  Al,  Zr,  Hf  et  Ce,  et  dans  lequel  les 
halogenes  sont  choisis  dans  le  groupe  forme  par  CI  et  F. 

45 
3.  Un  procede  selon  la  revendication  2  dans  lequel  le  beta-dicetonate  est  un  beta-dicetonate  fluore  et  le 

precurseur  d'halogenure  metallique  est  un  fluorure  metallique. 

4.  Un  procede  selon  la  revendication  3  dans  lequel  le  precurseur  est  constitue  de  85  a  100  moles  pour 
50  cent  de  BeF2  et  de  0  a  15  moles  pour  cent  d'AIF3. 

5.  Un  procede  selon  la  revendication  2  dans  lequel  le  beta-dicetonate  halogene  renferme  des  ligands- 
betadicetoniques  qui  comptent  5  a  12  atomes  de  carbone. 

55  6.  Un  procede  selon  la  revendication  5  dans  lequel  le  ligand  beta-dicetonique  est  derive  de 
I'hexafluoracetyl-acetone. 
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7.  Un  procede  selon  I'une  quelconque  des  revendications  1  a  6,  dans  lequel  I'energie  est  fournie  par 
chauffage  thermique  du  courant  de  vapeurs  reactives. 

8.  Un  procede  selon  I'une  quelconque  des  revendications  1  a  6,  dans  lequel  I'energie  est  fournie  au 
5  courant  de  vapeurs  reactives  par  une  decharge  de  plasma  a  basse  pression. 

9.  Un  procede  selon  la  revendication  8  dans  lequel  la  decharge  de  plasma  a  basse  pression  est  une 
decharge  hyperfrequence  ou  radiofrequence. 

io  10.  Un  procede  selon  la  revendication  7  dans  lequel  la  decomposition  est  provoquee  par  chauffage 
thermique  du  betadicetonate  halogene  a  une  temperature  suffisante  pour  la  formation  de  fluorure 
metallique  mais  inferieure  a  la  temperature  a  laquelle  aurait  lieu  une  carbonisation  appreciable  du  beta- 
dicetonate. 

15  Patentanspruche 

1.  Verfahren  zum  Herstellen  eines  Metallhalidglasproduktes,  bestehend  aus  den  Verfahrensschritten, 
da/S  in  einem  Reaktionsbereich  ein  Reaktionsmitteldampfstrom  eingefuhrt  wird,  der  Dampfe  enthalt, 
welche  ein  Metall  und  ein  Halogen  aufweisen,  deren  Reaktionsprodukt  in  das  Metallhalidglasprodukt 

20  integriert  werden  soil, 
da/S  Energie  dem  Reaktionsmitteldampfstrom  der  Reaktionszone  zugefuhrt  wird,  urn  das  Metall  und  das 
Halogen  zur  Reaktion  zwecks  Bildung  eines  Metallhalidvorlaufers  zu  veranlassen,  und  da/S  der  Metallha- 
lidvorlaufer  in  das  Metallhalidglasprodukt  konsolidiert  wird, 
dadurch  gekennzeichnet,  da/S  die  reaktiven  Dampfe  ein  halogenisiertes  Betadiketonat  des  zu  reagieren- 

25  den  Metalls  zur  Bildung  des  Metallhalidvorgangers  enthalten,  und  da/S  das  halogenisierte  Metall 
Betadiketonat  die  Hauptquelle  des  Halogens  fur  den  Metallhalidvorganger  ist. 

2.  Verfahren  nach  Anspruch  1  ,  dadurch  gekennzeichnet,  da/S  zu  dem  Metallhalidvorganger  wenigstens  ein 
Metall  gehort,  das  aus  der  Gruppe  ausgewahlt  ist,  die  aus  Be,  Mg,  Pb,  Zn,  Al,  Zr,  Hf  und  Ce  besteht, 

30  und  da/S  die  Halogene  aus  der  Gruppe  ausgewahlt  sind,  die  aus  CI  und  F  besteht. 

3.  Verfahren  nach  Anspruch  2,  dadurch  gekennzeichnet,  da/S  das  Betadiketonat  ein  fluoriniertes  Betadike- 
tonat  ist,  und  da/S  der  Metallhalidvorganger  ein  Metallfluorid  ist. 

35  4.  Verfahren  nach  Anspruch  3,  dadurch  gekennzeichnet,  da/S  der  Vorganger  aus  85-100  Mol-%  BeF2  und 
0-15  Mol-%  AIF3  besteht. 

5.  Verfahren  nach  Anspruch  2,  dadurch  gekennzeichnet,  da/S  das  halogenisierte  Betadiketonat  Betadike- 
tonliganden  enthalt,  welche  5-12  Kohlenstoffatome  aufweisen. 

40 
6.  Verfahren  nach  Anspruch  5,  dadurch  gekennzeichnet,  da/S  der  Betadiketonligand  von  Hexafluoracetyle- 

ceton  abgeleitet  ist. 

7.  Verfahren  nach  einem  der  Anspruche  1  bis  6,  dadurch  gekennzeichnet,  da/S  die  Energie  durch 
45  thermisches  Atzen  des  Reaktionsmitteldampfstroms  zugefuhrt  wird. 

8.  Verfahren  nach  einem  der  Anspruche  1  bis  6,  dadurch  gekennzeichnet,  da/S  die  Energie  dem 
Reaktionsmitteldampfstrom  durch  eine  Niederdruckplasmaentladung  zugefuhrt  wird. 

50  9.  Verfahren  nach  Anspruch  8,  dadurch  gekennzeichnet,  da/S  die  Niederdruckplasmaentladung  aus  einer 
Mikrowellen-  oder  Hochfrequenzentladung  besteht. 

10.  Verfahren  nach  Anspruch  7,  dadurch  gekennzeichnet,  da/S  die  Zersetzung  durch  thermisches  Erwarmen 
des  halogenisierten  Betadiketonats  bei  einer  Temperatur  gefordert  wird,  die  zur  Metallfluoridbildung 

55  ausreicht,  jedoch  unterhalb  der  Temperatur  liegt,  bei  der  eine  signifikante  Karbonisierung  des  Betadike- 
tonats  auftritt. 
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